Synthetic Procedures
General details. Analyses were carried out as follows: melting points, Müller SPM-X 300; NMR, Bruker DPX 400 (peak assignments were confirmed by using H,H-COSY and HMQC spectra, spectra were referenced to the residual solvent signals (DMSO-d 6 The synthesis of the linear pseudopeptide 4 is described elsewhere. 2 TBA sulfate, TBA DHP, TBA HPP, and TBA DHPP are commercially available and were used after confirming purity by elemental analysis.
ESI MS measurements.
These measurements were performed by using a Paul-type quadrupole ion trap instrument (AmaZonETD, Bruker Daltonics). The ion source was set to negative electrospray ionisation mode. Scan speed was 32500 (m/z) s -1 in standard resolution scan mode (0.3 FWHM / m/z). Mass spectra were accumulated for at least two minutes. Sample solutions were continuously infused into the ESI chamber by a syringe pump at a flow rate of 2 µL min -1 . Nitrogen was used as drying gas with a flow rate of 3.0 L min -1 at 220 °C. The solutions were sprayed at a nebulizer pressure of 280 mbar (4 psi) and the electrospray needle was held at 4.5 kV.
H-Epa-(R)-Lac-1,4-Tri-Epa-(S)-Lac-OMs.
Compound 4 (3.3 g, 5.9 mmol) was dissolved in THF (40 mL) at 0 °C. To this solution, a solution of TBAF trihydrate (3.7 g, 11.8 mmol) in THF (20 mL) was added dropwise. This mixture was stirred for 30 min at 0 °C. Ethyl acetate (50 mL) and water (50 mL) were added, and after separation of the organic layer the aqueous phase was extracted three times using ethyl acetate (150 mL). The combined organic layers were dried using MgSO 4 . The solvent was evaporated and the residue purified on silica gel column with hexane/ethyl acetate, 1:1 (v/v) as eluent. 
TMS-Epa-(R)-
Compound 4 (3.3 g, 5.9 mmol) and sodium azide (600 mg, 9.2 mmol) were dissolved in DMF (20 mL). The mixture was stirred at 50 °C for 30 min. After adding ethyl acetate (100 mL) and water (100 mL) the aqueous layer was extracted with ethyl acetate (3 × 100 mL). combined organic layers were washed with water twice and dried over MgSO 4 . The solvent was evaporated and the residue was purified by column chromatography using ethyl acetate as the eluent.
TMS-Epa-[(R)
Pure product was obtained as a white solid. NMR indicated that the product thus obtained contained traces of ethyl acetate, which is why it was not characterised by elemental analysis. Purity was high enough for the next step. Yield: 3.5 g (3. 5 (4)), 139.5 (EpaC (4)), 123.9 (TriC (5)), 115.8 (EpaC (5) ITC Titrations:
MALDI-TOF MS: H-Epa-[(R)
The ITC experiments were carried out in 2.5 vol% water/DMSO. The anionic substrates were used as their TBA salts. The salts and receptor 2 were weighed using an analytical precision balance, dissolved in known volumes of the respective solvent mixture, and loaded into the system for immediate analysis.
The measurements were carried out at 25 °C using a reference power of 25 µJ/s, a filter period of 2 s, a stirrer speed of 307 rpm. Other experimental parameters of the individual titrations are specified in the Table S1 . Automated baseline assignment and peak integration of raw thermograms were accomplished by singular value decomposition and peak-shape analysis using NITPIC. Titration of 2 with TBA sulfate: The blue spheres show the experimental results and the red line the fitted curve calculated by using the one site binding model. The inset shows the heat pulses of the measurement from which the isotherm was generated.
Titration of 2 with TBA DHPP: The blue spheres show the experimental results and the red line the fitted curve calculated by assuming that the dimer of the anion binds to two molecules of 2 in a stepwise fashion. The inset shows the heat pulses of the measurement from which the isotherm was generated. Titration of 2 with TBA DHP: The blue spheres show the experimental results and the inset shows the heat pulses of the measurement from which the isotherm was generated. shows the complex of the all-R enantiomer of 2 and Figure S2b the one with the all-S enantiomer.
TBA cations and the hydrogen atoms except those on the anion, NH and triazole CH groups are omitted for clarity. The TBA cations and the hydrogen atoms except those on the anion, NH and triazole CH groups are omitted for clarity. Absolute structure parameter: a meaningless and removed; b 0.11 (4) 
